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Mineral fibre composition 

The present invention relates to a mineral fibre com- 
position which is soluble in biological fluids* 

5 

Mineral fibres made by melting and spinning of mineral raw 
materials, such as rock, slag and the like, are to a great 
extent used for the manufacture of mineral fibre mats and 
blankets, primarily for heat and sound insulation purposes 

10 within the construction industry. In addition to the formed 
mat exhibiting good insulation characteristics with respect 
to heat and sound, increasingly more importance has been 
recently attached to the characteristics of the mat from 
the viewpoint of health, primarily of industrial hygiene. 

15 This has lead to attention being directed increasingly more 
to developing fibres which are soluble in biological fluids 
in order to ensure that fibre particles, which are not 
transported out of the body, dissolve in the body fluid, 

20 Thus e.g. the patent application WO 89/12032 describes a 
fibre composition which exhibits an increased solubility in 
physiological saline solutions. According to the specifica- 
tion, the components in the said compositions may vary 
within wide limits, but according to the specification, an 

25 increase in the amount of amphoteric oxides, i.a. of 
aluminium, zirconium and titanium, tends to increase the 
stability of the compositions against extraction. Even 
though the application does not at all discuss the effects 
of the presence of phosphorus, there is included an example 

30 of a composition containing a little over 6 % by weight of 
p 2°5' ^ n combination with a low content of A1 2 0 3 . This 
composition exhibits a fairly good solubility, primarily 
due to the small amount of A1 2 0 3 present. 

3 5 According to the invention it has now been discovered that 
compositions which contain aluminium and/or iron oxides, as 
well as phosphorus oxide,* and wherein the weight ratio of 
phosphorus to the sum of aluminium and iron, all calculated 
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as their oxides, Lies within a fairly narrow range, 
surprisingly exhibit very favourable. solubility characte- 
ristics in physiological saline solutions. 

5 The object of the present invention is thus a mineral fibre 
composition which is soluble in biological fluids and which 
is characterized in that it contains substantially 

45-65 % by weight of Si0 2 
10 15-40 % by -weight of CaO 

0-20 % by weight of MgO 
0-6 % by weight of Na 2 0 + K 2 0. 

and in addition aluminium and/or iron oxides as well as 
15 phosphorus oxide in such amounts that the weight ratio 
of P 2 ° 5 to ttie sum of Al 2°3 and i ron oxide is circa 0* 4- to 
6. 

The total amount of A1 2 0 3 and iron oxide is preferably at 
20 least circa 0.5, advantageously circa 0.5 to 7 % by weight 
and the said weight ratio is preferably circa 0.5 to 2. 

The object of the invention is also a method for increasing 
the solubility of mineral fibre compositions which method 
25 is characterized in that to a mineral composition having a 
total A1 2 0 3 and iron oxide content of at least circa 0.5 % 
by weight, ^phosphorus is added in such an amount that the 
weight ratio of P 2 0 5 to the sum of A1 2 0 3 and iron oxide is 
circa 0 . 4 to 6 , optimally circa 0.5 to 2 . 

30 

The invention thus makes it possible to utilize such common 
natural and economically feasible raw materials which 
generally contain a certain amount of aluminium and iron, 
which reduce the solubility and the presence of which 
35 consequently is not desirable in the manufacture of a 
soluble fibre. According to the invention the solubility of 
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fibres made from such materials is increased by adding 
phosphorus in a suitable amount. This increases substan- 
tially the variation possibilities in the choice of raw 
materials whereby also economically advantageous raw 
5 materials can come into use. 

The upper limit of added phosphorus oxide, which generally 
does not exceed circa 10 % by weight of the composition, 
depends naturally on the aluminium and iron content and 
10 also on the fact that higher phosphorus oxide levels 
contribute to an undesired crystallization of the fibre and 
difficulties in raw material supply. An increase of the 
phosphorus oxide content also raises the melting temperatu- 
re which leads to even poorer production economics. 

15 

In order for mineral fibre to be bioactive or soluble in 
biological fluids, a layer of calcium phosphate or apatite 
type. material has to be formed on the surface of the fibre. 
This outer layer is a result of migration of calcium and 

2 0 phosphate ions from the glass matrix outwards to the 

surface directed towards the biological fluid, which 
surface layer formation is further facilitated by the 
phosphate ions present in the biological fluid. 

25 This formed layer gradually then separates in the form of 
very small particles thus exposing new fibre surface onto 
which new surface layers then can form. The .glass matrix 
gradually being* leached , the fibre disintegrates and disap- 
pears . 

30 

The presence of trivalent aluminium and iron has a stabili- 
zing effect on the leaching of the glass matrix due to the 
fact that these metals tend to move to disrupted oxygen 
bridges in the glass, where the detoriation and leaching 

3 5 reactions of the glass take place. The phosphate ions, 

however, form complexes with these trivalent metpil ions and 
weaken the oxygen bridges between the Si- and Al- and Fe- 
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atoms , respectively. As a consequence of this, the network 
forming properties of these metals weaken in turn, which 
facilitates the breaking down of the glass. 

The present invention is consequently based on a joint 
effect between phosphate and aluminium and trivalent iron, 
respectively, which cooperation in the mineral fibres 
according to the invention increases the solubility of the 
fibre. 

In the following, when iron oxide is expressed as Fe 2 0 3 , 
this expression is intended to cover all types of iron 
oxides Fe O present in the composition, 

x y 

15 An advantageous fiberizable mineral fibre composition 
contains the following components at the amounts indicated: 



10. 





sio 2 


45-65 


% by weight 




A1 2 0 3 


0.5-7 


— H — 


20 


F *2°3 


0-5 


— II — 




CaO 


15-40 


— H — 




MgO 


Q-20 


— 11 — 




Na 2 0 +j 








K 2 Q J 


0-6 


— M — 


25 


p 2 o 5 


0.5-10 


— II — 




An especially advantageuos 


composition has the 




composition: 








sio 2 


49-56 


% by weight 


30 


A1 2 0 3 


1-5 


— 11 — 




Fe 2 O a 


0-4 


— H — 




CaO 


25-35 


— II — 




MgO 


0-15 


— M — 




Na 2 o +) 






35 


K 2 0 J 


0-6 


— II — 




P 2°5 


0.5-5 


— II — 
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Solubility testis 

1. Solubility in a Gamble solution 

5 

In order to test the solubility, mineral fibre composi- 
tions according to the invention were compared with corres- 
ponding compositions which, however, contained no phospha- 
te, 

10 

From quartz sand, calcium carbonate, A1-, Mg- and P- 
compounds a melt was prepared which after solidification 
was crushed and pulverized. The chemical composition was 
controlled, as was the particle size distribution. A 
15 specimen of 2 00 ml was rinsed with a Gamble solution having 
a flow rate of 2 ml/h. The Gamble solution had the follo- 
wing composition: 





MgCl 2 * 6H 2 0 


0.16 g/1 


20 


NaCl 


6.11 g/1 




KC1 


0.31 g/1 




Na 2 HP0 4 . 


0.148 g/1 




Na 2 S0 4 


0.079 g/1 




CaCl 2 * 2H 2 0 


0.06 g/1 


25 


NaCH 3 C00 *3H 2 0 


1.065 g/1 




NaHC0 3 


1.95 g/1 



The rate of dissolution was determined by measuring the 
concentrations of the main components of the material in 
30 the Gamble solution after specific time intervals. An 
atomic absorption spectrof otometer was used for the 
determinations . 



35 
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Composition f% bv weight) 





la 


lb 


Ila 


lib 


Si02 


55.2 


58.8 


54.1 


54.2 


A1 2°3 


1.2 


1.2 


4.2 


4.4 


P *2° 3 


0.1 


0.05 


0.05 


0.0 


cao 


29.3 


30.2 


27.7 


30.2 


MgO 


10.2 


9.7 


9.7 


10.4 


Na 2 0 


0.1 


0.03 


0.09 


0.1. 


K 2 0 


0.0 


0.02 


0.02 


0.02 


P 2°5 


1.7 




3.9 




Solubility 


(mq/1) 


(1 dav) 








la 


lb 


Ila 


lib 


Si 


62.2 


58.6 


34.5 


32. 1 


Ca 


27 . 8 


27.7 


22.7 


30.3 


Mg 


16.5 


14.0 


13.4 


14.5 



20 



From the results it can be seen that the compositions 
la and Ila according to the invention which contained 
25 phosphate, had a better silicon solubility than the 
corresponding compositions lb and lib which were phosphate 
free. Magnesium and calcium solubilities remained rather 
constant. 

3 0 2. Solubility in cultur media with or without macrophages 

In this test the dissolution of three mineral fibre 
compositions were tested on the one hand in a commercial 
culture medium (RPMI 1640 Medium, Gibco Ltd, England) and 
35 also in the same culture medium containing in addition 
macrophages. The latter medium was prepared by suspending 
rat alveolar macrophages, the viability of which was over 
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95%, in a RPMI 164 0 medium containing pencillin 100 IU/ml, 
streptomycin 100 Mg/ml, 10 IU/ml heparin, 10% foetal calf 
serum and 2 mM L-glutamine, to a cell concentration of 
1x10* cells/ml. 2 ml of cell suspension was added to and 
5 incubated in each well of Costar tissue culture clusters 
(Costar Europe Ltd, Holland), changing the medium to remove 
non-adherent cells , and incubated overnight. Following 
incubation, the medium was removed and fresh medium 
containing 200 /ig/ml of mineral fibres were added to the 

10 wells. In control wells, only RPMI 164 0 Medium with 2 00 
/zg/ml of mineral fibre was used. The clusters were incuba- 
ted and the cells exposed to fibres for a predetermined 
time. The concentration of dissolved silicon from each of 
the samples was determined from the culture medium using 

15 atomic absorption spectrof otometer . 

Fibre compositions (% by weight) 





A 


B 


C 


Si02 


54.7 


50.4 


59.0 


A1 2 0 3 


1.7 


3.3 


0.9 


Fe 2°3 


1.4 


3 . 0 


0.3 


CaO 


25. 1 


31.2 


3 5.5 


MgO 


11.9 


10.6 


4.6 


Na 2 0 


0.3 


0.6 


0.1 


K 2 0 


0.1 


0.4 


0.1 


P 2°S 


5.2 







Composition A is in accordance with the invention, composi- 
3 0 tions B and C otherwise fulfill the conditions of the 
invention, except that they do not contain any phosphorus. 

The diameter of the fibres used in the tests was less than 
3 /im. 

35 

The following solubility results for silicon were obtained 
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after 2 days, 4 days and 8 days respectively. 



ComDosition 


A 




B 




C 






Si 


(ppm? 


2 


davs) 


Culture medium 


26 




5 




26 


+ macrophages 


26 




5 




14 






si 


(ppm? 


4 


davs) 


Culture medium 


45 




12 




45 


+ macrophages 


45 




8 




35 






Si 


(ppm? 


8 


davs) 


Culture medium 


162 




45 




144 


+ macrophages 


153 




37 




82 



15 From the results it is apparent that the solubility of the 
composition B, which has a relatively high total content of 
aluminium and iron oxides, is very low. The composition C, 
which has a very low total content of aluminium and iron 
oxides, has a high solubility in culture medium, but a 

20 significantly lower solubility in a culture medium con- 
taining macrophages. 

Fibre A, however, which is according to the invention and 
which has a considerably higher tota,l aluminium and iron 
25 oxide content than the composition C, and which also 
contains phosphorus, has the same high solubility as the 
composition C in plain culture medium but, in addition, a 
correspondingly high solubility also in a culture medium 
containing macrophages . 

30 

The results thus show that in the compositions according to 
the invention, phosphorus has a solubility increasing 
effect which is especially pronounced in conditions 
resembling the true biological conditions in the organism. 
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Claims 

5 1. A mineral fibre composition which is soluble in biologi- 
cal fluids, characterized in that it contains substantial- 
ly 

45-65 % by weight of Si0 2 
10 15-40 % by weight of Cao 

0-20 % by weight of Mgo 
0-6 % by weight of Na 2 0 + K 2 0 

and in addition aluminium and/or iron oxides as well as 
15 phosphorus oxide in such amounts that the weight ratio of 
P 2 O s to the sum of A1 2 0 3 and iron oxide is circa 0.4 to 6, 

2. Mineral fibre composition according to the Claim 1, 
characterized in that the weight ratio of P 2 O s to the sum 

2 0 of A1 2 0 3 and iron oxide is circa 0.5 to 2. 

3. Mineral fibre composition according to the Claim 1 or 2, 
characterized in that it contains A1 2 0 3 and iron oxide in 
a total amount of at least 0.5 % by weight. 

25 

4 . Mineral fibre composition according to the Claim 3 , 
characterized in that it contains Al 2 0 3 and iron oxide in 
a total amount of 0.5 to 7 % by weight. 

30 5. Mineral fibre composition according to the Claim 1, 
characterized in that it has substantially the following 
composition: 



35 
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SiO 


45-65 


% by weight 


2 3 


0.5-7 




r 2 3 


0-5 




CaO 


15-40 


— n — 


MgO 


0-20 




Na 2 0 +1 






K 2 0 J 


0-6 


— n— 


p 2 o 5 


0.5-10 


—«— 



10 6. Mineral fibre composition according to the Claim 5, 
characterized in that it has substantially the following 
composition: 



Si0 2 49-56 % by weight 

15- A1 2 0 3 1-5. 

Fe 2 0 3 0-4 

CaO 25-35 -"- 

MgO 0-15 

Na 2 0 +j 

20 K 2 0 J 0-6 -"- 



P 2 O s 0.5-5 -"- 



7_ Method of increasing the solubility in a biological 
fluid of a mineral fibre material , characterized in that 
25 to a mineral fibre composition having a total content of 
Al-O, and iron oxide of at least circa 0.5 % by weight, 
phosphorus is added in such an amount that the weight ratio 
of P 2 o 5 to the sum of Al 2 0 3 and iron oxide is circa- 0.4 to 
6.0, optimally circa 0.5 to 2. 



30 



m 



INTERNATIONAL SEARCH REPORT 

International Application No PCT/FI 91/00349 



I. CLASSIFICATION OF SUBJECT MATTER (if several classification symbols apply, indicate all) 



According to International Patent Classification {IPC) or to both National Classification and IPC 

IPC5: C 03 C 13/00, 3/087, 3/097 



II. FIELDS SEARCHED 



Minimum Documentation Searched 



Classification System 



Classification Symbols 



IPC5 



C 03 C 



Documentation Searched other than Minimum Documentation 
to the Extent that such Documents ere Included in Fields Searched* 



SE,DK,FI,N0 classes as above 



III. DOCUMENTS CONSIDERED TO BE RELEVANT 9 



Category • 



A,P 



Citation of Document, 11 with Indication, where appropriate, of the relevant passages 1 



EP, Al, 0412878 (ISOVER SAINT-GOBAIN) 
13 February 1991, 
see the whole document 



Relevant to Claim No. 13 



1-7 



* Special categories of cited documents: 10 

'A* document defining the general state of the art which is not 
considered to be of particular relevance 

*E* earlier document but published on or after the International „ y , . 
filing date * 



later document published after the international filing date 
or priority date and not in conflict with the application but 
cited to understand the principle or theory underlying the 
invention 



bv th/ow doubts pn Priority claim(s) or involve an invenuve aiep 

ictll reaSon^a* aoSSPfledl another *V document of particular relevance, the claimed invention 
ectai reason (as specmea) cannot be considered to involve an Inventive step when the 



citation or other spi 

document referring to an oral disclosure, use, exhibition or 
other means 

e international filing date but 



^_jment or particular relevance, the claimed, invention 
cannot be considered novel or cannot be considered to 
involve an inventive step 



document published prior to the int 
later than the priority date claimed 



document is combined with one or more other such docu 
ments, such combination being obvious to a person skilled 
in the art. 

*&* document member of the same patent family 



IV. CERTIFICATION 



Date of the Actual Completion of the International Search 

11th February 1992 



Date of Mailing of this International Search Report 

1992 -02- » 3 



international Searching Authority 



0 ^second Hi eetHJ Suary 1985) 



Signature oTAuthorized Officer # 

.JfcTv Hating 



Form 



BEST AVAILABLE COPY 



ANNEX TO THE INTERNATIONAL SEARCH REPORT 

ON INTERNATIONAL PATENT APPLICATION NO.PCT/FI 91/00349 



This annex list, the patent family members relating to the patent documents cited In the above-mentioned International search report. 
?Se &r^n?oTc^^ - — ..y «»» «*« ^ ™ °< "lon. 



Patent document 
cited in search report 


Publication 
date 


Patent family 
member(s) 


Publication 

date | 



EP-Al- 0412878 



91-02-13 



AU-D- 

CN-A- 

FR-A-B- 

JP-A- 

FR-A- 



6002590 
1049834 
2650821 
3093650 
2658182 



91-02-14 
91-03-13 
91-02-15 
91-04-18 
91-08-16 



